: The relative energies of non-complexed Cryptophane-C in Kj/mol. Lower case 'e' denotes the energies obtained by the basis set 6-31G(d), and upper case E denotes the energies obtained by single point calculations at the basis set 6-311+G(2d,p). 'EE' and 'ee' contain the zero point corrections and the thermal corrections. 'EEE' and 'eee' contain the van der Waals(vdW) correction too. The column 'vdW' is the absolute value of the van der Waals correction in Kj/mol. The abbreviation 'deg' is the degeneracy of the conformer used for the Boltzmann distribution. The conformers labeled 'b' were optimized with different methoxy group dihedral (3"-2"-O-M) see Table 2 Figure S1 : The Boltzmann distribution of conformers of non-complexed cryptophane-C based on the energies in column ee(box) and EE(cylinder) in Table 1 . Conformer 
61.3 59.8 57.0 2.5 0.4 -111.7 Table 3 : The calculated chemical shifts of the linker and methoxy carbons of non-complexed Cryptophane-C in ppm. The column 'diff' is the difference between the average of 2' and the average of 1'. Table 4 : The relative energies of chloroform complexed Cryptophane-C in Kj/mol. Lower case 'e' denotes the energies obtained by the basis set 6-31G(d), and upper case E denotes the energies obtained by single point calculations at the basis set 6-311+G(2d,p). 'EE' and 'ee' contain the zero point corrections and the thermal corrections. 'EEE' and 'eee' contain the van der Waals(vdW) correction too. The column 'vdW' is the absolute value of the van der Waals correction in Kj/mol. The abbreviation 'deg' is the degeneracy of the conformer used for the Boltzmann distribution. The conformers labeled 'b' were optimized with different methoxy group dihedral (3"-2"-O-M) see Table 5 .
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G+1G+1G+1 ( Figure S2 : The Boltzmann distribution of conformers of chloroform complexed cryptophane-C based on the energies in column ee(box) and EE(cylinder) in Table 4 . Figure S3 : The Boltzmann distribution of conformers of chloroform complexed cryptophane-C based on the energies in column eee(box) and EEE(cylinder) in Table 4 . Conformer
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-68.9 -170.1 -172.0 2.6 -1.3 -0.6
67.2 68.1 -176.9 1.8 2.0 2.1
67.5 66.3 -175.8 2.7 1.9 1.8
68.6 67.1 -169.6 2.0 1.7 -0.4
65.6 67.5 -169.4 1.4 3.2 -1.1
65.5 65.2 -170.2 -2.0 -1.8 0.1 Table 5 continued
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